Key indicators: single-crystal X-ray study; T = 293 K; mean (C-C) = 0.005 Å; disorder in main residue; R factor = 0.047; wR factor = 0.122; data-to-parameter ratio = 15.5.
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S1. Comment
The penta-coordinated copper complexes have been attracting great interest for their diverse stereo and physicochemical properties (Tyagi et al., 1984) . Therefore the coordination chemistry of Cu(II) with ligands is of great interest. In this paper, we reported the synthesis and crystal structure of the title compound.
In the crystal structure of the title compound ( Fig. 1 ), all the bond length and angle are in the normal range. (Barszcz et al., 2004) . The title compound consists of discrete monovalent complex cations, dichloroacetic acid anion and solvent water molecules. The dichloroacetic ions appear to be loosely held in lattice holes by Coulombic forces and by weak hydrogen bonds to the solvent water molecules. The interionic hydrogen bonds play an important role in the crystal packing and the stability of the complex. The Cl1 and Cl2 atoms are disordered.
S2. Experimental
Solid copper(II) 2,2-dicholoracetate, C 4 H 2 Cl 4 Cu 1 O 4 0.32 g (1 mmol) and benzimidazole 0.35 g (3 mmol) were added in 50 ml anhydrous alcohol under stirring. The mixture was refluxed for 5 h. The blue solution was filtered and the filtrate was left to stand undisturbed. Upon slow evaporation at room temperature, a blue crystalline solid appeared three days later and was separated by filtration. Determined by X-ray crystallography.
S3. Refinement
H atoms were positioned geometrically and allowed to ride on their parent atoms, with C-H distances of 0. 
Figure 1
The molecular structure and atom-labeling scheme for (I), with displacement ellipsoids drawn at the 30% probability level.
Aquatris(1H-benzimidazole-κN 3 )(dichloroacetato-κO)copper(II) dichloroacetate dihydrate
Crystal data Symmetry codes: (i) −x+3/2, y+1/2, −z+3/2; (ii) x−1, y, z; (iii) −x+3/2, y−1/2, −z+3/2; (iv) x, y+1, z.
